Unless otherwise stated, all reactions were carried out under air atmosphere. Tetrahydrofuran was distilled under argon over sodium-benzophenone. Dichloromethane was distilled under argon over CaH2. Unless otherwise noted, all reagent-grade chemicals and other solvents were obtained from commercial suppliers and were used as received. Reactions were monitored with analytical thin-layer chromatography (TLC) on silica gel 60 F254 plates and visualized under UV (254 nm) and/or by staining with vanillin (1%) + sulfuric acid (5%) in EtOH or KMnO4 solution followed by heating. Flash chromatography were performed on silica gel (Chromagel Infrared spectra were recorded as thin films on NaCl plates. High resolution mass spectra (HRMS) were recorded using Electrospray Ionization (ESI) method with a Bruker Daltonics MicrOTOF-Q instrument.
II. Synthesis of indoles and indolines:
N-benzyltryptamine A solution of tryptamine (4.00 g, 24.46 mmol) and benzaldehyde (2.51 mL, 24.69 mmol) in MeOH (100 mL) was stirred at rt for 36h. Solid NaBH4 (0.924 g, 24.92 mmol) was added in portions and the solution was stirred at rt for 30 min. The solvent was removed in vacuo, H2O was added and the mixture was extracted with ethyl acetate, dried (Na2SO4) and concentrated. The residue was purified by flash chromatography (CH2Cl2 / MeOH : 9/1) to give the Nbenzyltryptamine as a brown oil (5.07 g, 20.28 mmol, 83%). Spectral data for this compound were consistent with those previously reported 1 . : 140.2, 137.2, 129.1, 128.9, 128.0, 127.8, 123.2, 122.4, 119.7, 119.4, 113.5, 112.1, 59.8, 54.3, 26. 1.
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N-acetyltryptamine 11a
To a stirred suspension of tryptamine (3.0 g, 18.7 mmol) in dry CH2Cl2 (45 mL) a solution of acetic anhydride (3.0 mL, 31.8 mmol) and triethylamine (5.2 mL, 37.4 mmol) in CH2Cl2 (10 mL) was added dropwise. After 10 min stirring at room temperature the reaction mixture was treated with saturated aqueous NaHCO3 solution, organic layer was separated and the aqueous layer was extracted with CH2Cl2. The organic phase was washed with brine, dried with MgSO4, and concentrated under reduced pressure. Purification by column chromatography using CH2Cl2: MeOH (95:5) afforded to N-acetyltryptamine 11a as a brown solid (3.70 g, 18.3 mmol, 98%). Spectral data for this compound were consistent with those previously reported 2 . : 170.0, 136.6, 127.6, 122.5, 121.8, 119.1, 118.7, 112.4, 111.3, 39.9, 25.3, 23.3 .
N-acetyl, N-benzyltryptamine 11b
N-benzyltryptamine (600 mg, 2.40 mmol) was dissolved in CH2Cl2 (10 mL), Et3N (0.435 mL, 3.12 mmol) and acetyl chloride (170 μL, 2.40 mmol) were added and the mixture was stirred for 12h. H2O was added and the mixture was extracted with ethyl acetate, dried (Na2SO4) and concentrated. The residue was purified by flash chromatography (CH2Cl2 / MeOH : 97/3) to give the N-acetyl, N-benzyltryptamine 11b (616 mg, 2.11 mmol, 88%) as a yellow solid (mixture of rotamers). Spectral data for this compound were consistent with those previously reported 1 . : 171.3, 171.1, 137.9, 137.1, 136.5, 128.4, 128.1, 127.5, 127.1, 127.0, 126.9, 126.6, 125.9, 122.3, 122.0, 121.3, 121.2, 118.7, 118.5, 118.1, 117.6, 111.8, 111.3, 111.1, 110.8, 52.9, 48.6, 48.4, 47.5, 24.6, 23.2, 22.1, 21.5 170.4, 151.3, 151.2, 137.6, 136.8, 132.3, 131.3, 128.9, 128.6, 128.0, 127.9, 127.6, 127.5, 127.4, 126.3, 123.7, 123.6, 118.7, 118.6, 109.7, 109.5, 53.1, 52.9, 51.9, 48.2, 45.7, 44.1, 39.8, 39.6, 32.8, 31.8, 21.8, 21. : 172.5, 168.5, 136.9, 136.1, 134.5, 133.1, 132.2, 130.1, 129.7, 129.0, 128.7, 128.2, 127.8, 127.6, 126.4, 123.2, 122.2, 119.2, 118.7, 118.0, 109.0, 52.9, 48.5, 48.5, 21.5, 20.8 . 
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IV. Synthesis of benzofuroindolines:
Benzofuroindoline 10a General Procedure C : To a solution of N-hydroxyindole 10a (50 mg, 0.229 mmol, 1 eq.) in MeOH (1 mL), K2CO3 (45 mg, 0.326 mmol, 1.4 eq.) then Ph2I + OTf -23a (153 mg, 0.356 mmol, 1.5 eq.) were added at 0°C and the reaction mixture was stirred for 2h at 0°C. Flash column chromatography purification (Cyclohexane / EtOAc : 60/40 to 40/60) led to 70 mg of a (1/0.7/0.4) ratio of a mixture of benzofuroindoline 9a (44%), indoles 11a and 24 (36%) and 14 mg of pyrroloindoline 25a (20%). Preparative TLC on silica gel (MeOH/AcOEt: 5/95) of this mixture allows the isolation of benzofuroindoline 9a as a single product. : 170.7, 158.7, 155.8, 147.5, 136.6, 128.6, 123.0, 122.3, 121.3, 119.8, 115.8, 110.0, 109.8, 101.8, 59.1, 36.6, 35.5, 23.3 .
HRMS (ESI +
IR (NaCl), v (cm -1 ) : 3033, 2960, 1691, 1599, 1492, 1426, 1378, 912, 753 . : 170.6, 157.4, 154.6, 147.5, 133.4, 125.9, 125.6, 123.2, 120.5, 120.3, 119.6, 111.5, 109.8, 102.5, 59.3, 35.9, 35.4, 23.4 .
HRMS (ESI
IR (NaCl), v (cm -1 ) : 3100, 2948, 1680, 1510, 1453, 1467, 1385, 885, 777, 650 . 
Benzofuroindoline 9c
N-hydroxyindole 10b (103 mg, 0.334 mmol, 1 eq.) was arylated using biphenyliodonium triflate 23a according to Procedure C. Flash column chromatography purification (Cyclohexane / EtOAc : 1/1) led to benzofuroindoline 9c as a purple oil (22 mg, 0.057 mmol, 17%) and Nacetyl, N-benzyltryptamine 11b (40 mg, 0.137 mmol, 41%). Preparative TLC on silica gel (Cyclohexane / EtOAc : 1/1) of this mixture allows the isolation of benzofuroindoline 9c as a single product. 158.5, 147.6, 136.8, 131.9, 129.3, 128.5, 126.8, 122.8, 121.3, 110.1, 109.6, 59.2, 58.8, 53.3, 52.8, 48.4, 43.6, 34.4, 21.7 .
IR (NaCl), v (cm -1 ) : 2926, 1630, 1612, 1485, 1452, 1422, 1358, 1265, 734, 700 . 
HRMS (ESI +
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Benzofuroindoline 9d
N-hydroxyindole 10b (120 mg, 0.390 mmol, 1 eq.) was arylated using bis(4-chlorophenyl)iodonium triflate 23b according to Procedure C. Flash column chromatography purification (Cyclohexane / EtOAc : 1/1) led to 55 mg of a (1/1.6) ratio of benzofuroindoline 9d (21 mg, 18%) and N-acetyl, N-benzyltryptamine 11b (34 mg, 30%). : 170.4, 157.4, 147.4, 136.6, 133.3, 131.0, 130.0, 129.9, 129.5, 129.3, 129.2, 128.6, 126.8, 125.8, 125.5, 125.3, 123.2, 123.0, 122.7, 120.7, 120.5, 120.2, 117.0, 111.0, 110.8, 110.5, 109.7, 102.2, 101.9, 53.0, 52.9, 47.4, 43.3, 42.7, 35.4, 34.4, 21.9, 21.4 .
IR (NaCl), v (cm -1 ) : 2930, 1633, 1610, 1480, 1452, 1422, 912, 810, 730 . : 170.8, 154.9, 154.7, 152.7, 147.6, 147.5, 138.4, 137.7, 137.5, 137.3 ,136.9, 136.7, 136.6, 136.4, 132.1, 131.1, 130.5, 128.5, 126.7, 122.7, 122.5, 122.4, 122.2, 122.1, 120.2, 120.0, 116.6, 116.2, 114.9, 113.5, 113.3, 1110.2, 110.0, 109.5, 109.3, 101.8, 56.3, 53.0, 52.9, 48.6, 47.5, 43.2, 43.0, 35.4, 34.4, 22.0, 21.3 .
HRMS (ESI
IR (NaCl), v (cm -1 ) : 3050, 2945, 1634, 1490, 1450, 1360, 1317, 1245, 1201, 1029, 744, 700 . : 170.7, 168.9, 135.5, 124.8, 123.8, 123.6, 121.0, 119.3, 111.7, 109.0, 39.6, 25.2, 23.3, 18 .3. 
IR (NaCl
